X-Ray crystal structure determination of compounds 1 and 2.
Crystals of [PdCl 2 {κ 2 -(P,N)-2-Ph 2 PC 6 H 4 CH=NOH}] (1) and [Pd{κ 2 -(P,N)-2-Ph 2 PC 6 H 4 CH=NOH} 2 ][Cl] 2 (2) suitable for X-ray diffraction analysis were obtained by slow diffusion of diethyl ether into saturated solutions of the complexes in dichloromethane. The most relevant crystal and refinement data are collected in Table S1 . Data collection was performed with an Oxford Diffraction Xcalibur Nova single crystal diffractometer using Cu-Kα radiation (λ = 1.5418 Å) for 1 and Mo-Kα radiation ( = 0.71073 Å) for 2. Images were collected at a fixed crystal-to-detector distance of 63 mm for 1 and 45 mm for 2, using the oscillation method with 1.5º oscillation for 1 and 1º for 2, and 4.63-52.66 s variable exposure time per image for 1 and 25.4 s for 2. Data collection strategy was calculated with the program CrysAlis Pro CCD. 1 Data reduction and cell refinement was performed with the program CrysAlis Pro RED. 1 An empirical absorption correction was applied using the SCALE3 ABSPACK algorithm as implemented in the program CrysAlis Pro RED. 1 In both cases the software package WINGX was used for space group determination, structure solution, and refinement. 2 The structures were solved by direct methods using SIR92 (for 1) 3 and SIR2004 (for 2). 4 Isotropic least-squares refinement on F 2 using SHELXL2014 was performed. 5 Compound 2 was refined as a two-component inversion twin (final BASF factor of -0.02). During the final stages of the refinements, all the positional parameters and the anisotropic temperature factors of all the non-H atoms were refined. The H atoms were geometrically located and their coordinates were refined riding on their parent atoms. For both 1 and 2 the H1 atom found from the Fourier map and included in a refinement with isotropic parameters. In the crystal of 1, an independent molecule of the complex was found in the asymmetric unit. In the crystal of 2, half molecule of the complex was found in the asymmetric unit, being the other half generated by symmetry. In both structures the maximum residual electron density is located near to heavy atoms. The function minimized was [Fo 2 -Fc 2 )/(Fo 2 )] 1/2 where  = 1/[ 2 (Fo 2 ) + (aP) 2 + bP] (a and b values are collected in Table 7 ) with (Fo 2 ) from counting statistics and P = (Max (Fo 2 + 2Fc 2 )/3. Atomic scattering factors were taken from the International Tables for X-Ray Crystallography. 6 Geometrical calculations were made with PARST. 7 The crystallographic plots were made with ORTEP-3 8 and Mercury. 9 
An ORTEP view of the structure of [PdCl 2 {κ 2 -(P,N)-2-Ph 2 PC 6 H 4 CH=NOH}] (1), along with selected structural parameters, is shown in Fig. S1 . As expected, a square planar geometry around the metal is observed, with a maximum deviation from the mean PdCl 2 PN plane of 0.0474 Å for the palladium atom. The palladium coordination is characterized by metal-centered angles between 88.8(2) and 92.12 (9) (7); C(2)-
The stereochemistry found, with the two diphenylphosphino and oxime groups mutually cis disposed, is consistent with that previously observed in the solid-state structure of the analogous dicationic bis(imino-phosphine)-palladium(II) complex [Pd{κ 2 -(P,N)-2- ] 2 (Pd-P = 2.257(2) and 2.255(2) Å, and Pd-N = 2.116(6) and 2.104(7) Å), for which no C 2 axis was present in the structure. Remarkably, the bond distances and angles for the oxime unit are almost identical to those observed for the neutral complex [PdCl 2 {κ 2 -(P,N)-2-Ph 2 PC 6 H 4 CH=NOH}] (1), reflecting that, once coordinated, the structure of the ligand is non-sensitive to the palladium environment. Also of note is that, in the structure of 2, the chloride anions establish strong, charge-assisted, hydrogen-bonds with the OH groups of the phosphino-aldoxime ligands (see Fig. S3 ).
Fig. S3
View of the H-bond interactions present in the structure of complex 2. 
